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formed on the substrate, and having a thickness of from 
0.01 mm to 1.0 mm. The thick-film type thermoelectric 
material is covered with a glassy coating. By the coat- 
ing, the thick-film type thermoelectric material is inhib- 
ited from coming off, and from deteriorating oxidatively. 
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Descripti n 

Technical Field 

5 The present invention relates to a thermoelectric device, by which a high voltage can be readily obtained, which is 

good in terms of responsibility to heat, and which is full of oxidation-resistance. 



Background Art 

io Thermoelectric devices are devices whose purpose is for directly converting heat to electricity. As for thermoelec- 
tric devices, there are bulk thermoelectric devices whose purpose is for producing an electric power, and which is pre- 
pared by a fusing process or a sintering process, and thin-film thermoelectric devices whose purpose is for the 
applications to sensors, and which are formed by CVD or PVD. 

The bulk thermoelectric devices have a large volume, and accordingly require a relatively long time to obtain a pre- 

15 determined output. Moreover, in order to obtain a high voltage, it is necessary to connect a plurality of pairs of thermo- 
electric devices in series. However, there is a problem in that it is difficult to connect bulk thermoelectric devices. On the 
other hand, thin-film thermoelectric devices output voltage quickly, hut output electric power of extreme weakness. 

It is an object of the present invention to provide a thermoelectric device which is quick in terms of responsibility to 
heat, which exhibits a large thermal electromotive force (or voltage), by which an electric power can be produced in a 

20 relatively large quantity, and further which can be manufactured at reduced cost 



Disclosure Of Invention 



As a result of series of trial and errors for developing a thermoelectric material of high output, the inventors of the 
25 present invention discovered that a suff icierrt electric power can be obtained by thickening a thin-film type thermoelec- 
tric material, thereby completing the present invention. For instance, a thick-film thermoelectric device according to the 
present invention comprises: a substrate having a thickness of 2.0 mm or less; and a pair of thick-film type thermoelec- 
tric materials formed on the substrate, having a thickness of from 0.01 mm to 1 .0 mm. and including a p-type thermoe- 
lectric material and an n-type thermoelectric material, the p-type thermoelectric material and the n-type thermoelectric 
30 material connected with each other at an end thereof. 

The thick-film type thermoelectric device according to the present invention is extremely thin as a whole, and 
accordingly can be heated readily to produce a predetermined output for a short period of time. Moreover, despite the 
film construction, the thermoelectric material is formed as a thick film of 0.01 mm or more, and consequently a relatively 
large electric power can be obtained. In addition, the thick-film type thermoelectric device according to the present 
35 invention can be manufactured by simple operations, such as coating to the substrate, and baking, and accordingly can 
be manufactured at reduced cost. 



Brief Description of Drawings 

40 Fig. 1 is a perspective view of a thick-film thermoelectric device according to a preferred embodiment; CP 
Fig. 2 is an electron micrograph for showing a metallic structure of a thermoelectric material constituting the pre- 
ferred embodiment; 

Fig. 3 is an electron micrograph tor showing a metallic structure of a raw thermoelectric material which was sintered 
at a temperature of the melting point or less; 
45 Fig. 4 is a diagram for illustrating relationships between V in FeSi x , i.e., a material composition of a raw thermoe- 
lectric material, and a thermoelectromotive force; 

Fig. 5 is a diagram for illustrating a relationship between a thickness of a raw thermoelectric material and a thermo- 
electromotive force; 

Fig. 6 is a diagram for illustrating a relationship between a thickness of a raw thermoelectric material and an effec- 
50 five maximum output; 

Fig. 7 is a diagram for illustrating relationships between an elapsed heating time and a temperature difference, rela- 
tionships which were exhibited by specific kinds of substrates; 

Fig. 8 is a diagram for illustrating relationships between a burning temperature and a thermoelectromotive force; 
Fig. 9 is a diagram for illustrating relationships between a burning temperature and an internal resistance of a thick- 
55 film thermoelectric device; 

Fig. 10 is a diagram tor illustrating relationships between a burning temperature and a maximum output; 
Fig. 1 1 is a diagram for illustrating relationships between a response time and a thermoelectromotive force, and 
between a response time and an internal resistance, relationships which were exhibited by a thermoelectric device 
with a pair of p-type and n-type thermoelectric materials that were connected directly, and by a thermoelectric 
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device with a pair of p-type and n-type thermoelectric materials that were connected indirectly; 
Fig. 12 is a diagram for illustrating relationships between a heating time and a resistance variation rat , relation- 
ships which were exhibited by thick-film type thermoelectric devices according to First through Fourth Preferred 
Embodiments; 

5 Fig. 1 3 is a microphotograph for showing a major cross-section of a thick-film type thermoelectric device according 

to a Second Preferred Embodiment; and 
Fig. 14 is a sketch based on Fig. 13. 

Best Mode for Carrying Out the Invention 

10 

A thick-film type thermoelectric device according to the present invention comprises a substrate, and a thick-film 
type thermoelectric material. The substrate is for holding and fixing the thick-film type thermoelectric material thereon, 
and is responsible for the mechanical strengths of the present thick-film type thermoelectric device. The substrate can 
be formed of a highly heat-resistant ceramics, or a metal. The substrate can further preferably be harmless, and less 
15 expensive. 

The ceramics can preferably be one exhibiting a thermal expansion coefficient of from 6 x lO'VC to 13 x lO^C. 
In particular, the ceramics can further preferably be alumina, zirconia, magnesia, or forsterite. A ceramics substrate can 
preferably have a thickness as thin as possible. It is difficult, however, to prepare a thin ceramics substrate. From the 
practical point of view, the thickness can preferably fall in a range of from 0.15 to 1 .0 mm approximately. 

20 When making a substrate from metal, it is necessary to interpose an insulation layer between the substrate and the 
thick-film type thermoelectric material in order to guarantee the insulation between the substrate and the thick-film type 
thermoelectric material. The metal can be a heat-resistant steel exhibiting a thermal expansion coefficient of from 10 x 
10' 6 /°C to 20 x 10' 6 /°C. Taking the high heat-resistance and oxidation-resistance, and the low thermal conductivity into 
consideration, the heat-resistant metal can preferably be a stainless steel, and can especially preferably be a ferritic 

25 stainless steel. Among the ferritic stainless steels those including Al or Si can further preferably be employed. In addi- 
tion, the heat-resistance steel can preferably be a heat resistance steel including Ni in an amount of 30% by weight or 
more. 

Compared metal with ceramics, metal can be made thinner because it is full of ductility, and accordingly can be 
heated much more readily Thus, metal can be heated to a predetermined temperature much faster. A metallic plate 

30 forming the substrate can preferably be 2.0 mm or less, and can especially preferably be 0.3 mm or less. Even when a 
metallic plate is thinned out to such a thickness, the mechanical properties of the substrate can be secured. 

The thermal expansion coefficient of the insulation layer can preferably be as close as possible to the thermal 
expansion coefficient of the thermoelectric material. Further, the thermal expansion coefficient of the insulation layer 
can preferably be approximated to the thermal expansion coefficient of both of the thermoelectric material and the sub- 

35 strate. It is necessary to form the insulation layer as thin as possible in order to inhibit the metallic substrate from warp- 
ing, and to secure reliable insulation. Furthermore, the metallic substrate can be inhibited from warping by forming an 
insulation layer on opposite surfaces of the metallic substrate. The thickness of the insulation layer can preferably fall in 
a range of from 50 to 300 p. m approximately. As for the insulation layer, a ceramics thin layer can be employed. As for 
the thin layer, it is possible to employ an insulation and heat-resistance paint whose major component is silica or alu- 

40 mina. Moreover, the insulation layer can be a glassy one. 

Regardless of the substrate material; namely: whether the substrate material is either ceramics or metal, the ther- 
moelectric material can be formed on one of the opposite surfaces of the substrate, or can be formed on both of the 
opposite surfaces of the substrate. When the thermoelectric material is formed on both of the opposite surfaces of the 
substrate, the material properties are symmetric on both of the opposite surfaces of the substrate. Accordingly, it is pos- 

45 sible to effectively inhibit the thermoelectric device from warping at elevated temperatures, warping which results from 
the difference between the thermal expansibility of the thermoelectric material and that of the substrate. Thus, it is pos- 
sible to expect an effect of keeping the mechanical strength of the thermoelectric device. In addition, there is another 
effect available by which an independent device can produce an enlarged electric power. 

The present thick-film type thermoelectric material can be constituted by a pair of a p-type thermoelectric material 

so and an n-type thermoelectric material, which are connected with each other at an end thereof. When a higher voltage 
is required, it is possible to cope with the case by connecting a plurality of pairs of the thick-film type thermoelectric 
materials in series. Note that a pair of the p-type thick-film type thermoelectric material and the n-type thick-film type 
thermoelectric material can be connected directly, or they can be connected indirectly by way of another metal or a con- 
ductive paste disposed therebetween. 

55 As for the thermoelectric material, it is possible to use ordinary thermoelectric materials. For instance, it is possible 
to employ the materials which include an iron silicide-based material, a Bi-Te-Sb-Se-based material, an Si-Ge-based 
material, or a transition metal silicide-based material in an amount of 50 atomic % or more. 

Let the composition of iron silicide, which is free from the addition of dopants, be FeSi y and if iron silicide is a sin- 
tered material, the value y should fall in an extremely small range of from 1 .95 to 2.05. 
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In ^ase of thick-film, when a material having the composition is burned, Si to be formed into the p -phase is likely 
to be ir ^icient because Si is oxidized selectively in burning. In view of the results of experiments, when coating a film, 
the cor, „ ^sition can appropriately be 2 ^ y ^ 4 in the thick-film type thermoelectric mat rial of the present invention. In 
particular, y can preferably fall in a range of from 2.5 to 3. When y is 2.5 or less, the Si amount is still insufficient, in addi- 

5 tion to the p -phase, the metallic phases (i.e., low thermoelectric activity phases), such as the c - and a -phases, are 
likely to be involved in a large amount alter burning. Moreover, when y is 3 or more, Si is present in excess, and accord- 
ingly the Si-phase of high resistivity arises and simultaneously the optimal burning temperature heightens to result in 
the deteriorated qualities of the resulting film. 

The thick-film thermoelectric device of the present invention can be formed by baking its thermoelectric material on 

10 the substrate to make a thick-film type thermoelectric material. The porosity of the thus baked thick-film thermoelectric 
material can preferably be small due to the following reasons. Namely, the lower the porosity of the thick-film thermoe- 
lectric material is, the better adhesion to the substrate can be obtained, and the oxidation resistance upgrades. From 
this point of view, the porosity of the thick-film thermoelectric material can preferably be 40% or less, further preferably 
20% or less. 

15 In order to lower the porosity of the thick-film type thermoelectric material, the following bonding process can be 
employed: namely; the p-type and n-type thermoelectric materials are temporarily fused on the substrate independently 
to bake them on the substrate, and are connected indirectly by interposing a metal, or a conductive paste, which con- 
tains Cu or Ag, between a pair of the resulting p-type and n-type thermoelectric materials. This process of fusing and 
baking can produce exceptionally good results when iron silicide is used as the thermoelectric material. 

20 When a process is employed in which ends of the p-type and n-type thermoelectric materials are bonded directly, 
there occur phenomena in which the bonded portion exhibits high resistance, and in which the thermoelectromotive 
degrades, because the melting points of the p-type and n-type thermoelectric materials differ from each other so that 
one of the thermoelectric materials is fused at a lower temperature to permeate and diffuse into the unfused thermoe- 
lectric material, in order to avoid the phenomena, a baking process is employed in which a powder having a composi- 

25 tion of thermoelectric electric material is sintered at a temperature of its melting point or less. 

The density of the thermoelectric material, which is prepared by sintering at its melting point or less, is as low as 
from 60 to 90% of the theoretical density, and the porosity thereof becomes 10 to 40% to lack the oxidation resistance. 
For reference, Table 1 sets forth the relationships among the burning temperatures, the porosities, and the fused or 
unfused state when a powder having a composition of Fe 0 gsSi2 sCo 0 02 was sintered. The melting point of the alloy 

30 having the composition was 1 21 7.5 °C, and the porosity enlarges rapidly when the burning temperature became lower 
than the melting point. 



TABLE 1 



Item 


Burning Temp. (°C) 




1.190 


1,210 


1.215 


1217.5 


Porosity (%) 
Fused or Unfused 


41 

Unfused 


23 

Unfused 


13 

Unfused 


2 

Fused 



In order to increase the oxidation resistance of the thermoelectric material which lacks the oxidation resistance 
because of the low porosity, it is effective to cover it with a glassy coating. The glassy coating covers the thick-film type 

45 thermoelectric material so that it improves the oxidation resistance of the thermoelectric material, and so that it 
enhances the durability thereof, because it can increase the adhesion strength between the thermoelectric material and 
the substrate, because it can improve the mechanical strength of the device as a whole, and because it can enclose the 
pores in the thick-film thermoelectric material. Moreover, it is possible to prepare a thick film having a thickness of 0.5 
mm or more, which has not been prepared so far, because the adhesion strength is increased. Accordingly, it is possible 

so to d sign an improvement on the output. 

Depending on the properties of the thick-film type thermoelectric material and substrate, the glassy coating can be 
selected optionally from and prepared by using a ceramic adhesive made of a ceramic filler, an alkali metal silicate 
binder and some additives, a glass powder, or a metallic alkoxide. An Si0 2 film can be formed by coating a ceramic 
adhesive as an aqueous solution and thereafter by burning it. A glassy film can be formed by coating a glassy powder 

55 in a form of paste and thereafter by burning it at a glass softening point or more. An amorphous film of silica, alumina, 
or the like, can be formed by coating a metallic alkoxide by using a sol-gel process and thereafter by burning it. 

Note that it is preferred that the glassy film is formed to cover the thick-film type thermoelectric material, and at the 
same time to cover the surface of the substrate which holds the thick-film type thermoelectric material. Specifically, it is 
preferred that the glassy film is formed so as to enclose the thick-film type thermoelectric material together with the sub- 
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strate. 

The present thick-film type thermoelectric device has a small thermal capacity, because it employs the thin sub- 
strate. Further, it exhibits a large thermoelectromotive force, because it employs the thick-film type thermoelectric mate- 
rial. Accordingly, it is actuated quickly by heat, and can produce a predetermined output in a short period of time. 

5 Moreover, it exhibits large mechanical strength as a device, because the glassy film increases the bonding strength 
between the thermoelectric material and the substrate. In addition, the oxidation resistance of the thick-film type ther- 
moelectric material is upgraded, because the glassy film encloses the pores in the thermoelectric material to inhibit oxi- 
dative gases from coming into the pores. Thus, the present thick-film type thermoelectric device is affluent in oxidation 
resistance as well as durability. 

io Preferred embodiments according to the present invention will be hereinafter described. 

(First Preferred Embodiment) 

Fig. 1 illustrates a perspective view of this preferred embodiment of the present thick-film type thermoelectric 
15 device. This thick-film type thermoelectric device is constituted by a metallic substrate 1, an insulation film 2 which is 
formed on the substrate 1 . a thick-film type thermoelectric material 3 formed on the insulation film 2, and a pair of lead 
wires 4. 

The metallic substrate 1 is made from a stainless steel, and comprises a substrate body 10 which has a thickness 
of 0.2 mm, a base-end width of 40 mm, a leading-end width of 1 0 mm, and a length of 60 mm, and legs 1 1 which extend 
20 downwardly from both opposite sides on the base-end side of the substrate body 1 0 and further extend horizontally, and 
which has a width of 20 mm. The insulation film 2 is formed of a ceramics film whose major component is a silica fine 
powder, and has a thickness of 0.2 mm. This insulation film 2 is formed on the entire top surface of the substrate body 
10 of the substrate 1. 

The thermoelectric material 3 is made up of three sets of thermoelectric materials which are connected in series. 

25 and each set of which includes a pair of thermoelectric materials. A first set is formed of a p-type thermoelectric material 
31 which extends along the left-end side of the substrate body 10, and an n-type thermoelectric material 32 which is 
connected with the p-type thermoelectric material 31 horizontally at the leading-end side of the substrate body 10. and 
which extends along the p-type thermoelectric material 31 with a small interval disposed therebetween. Moreover, a 
second set is formed of a p-type thermoelectric material 33 which is connected with the n-type thermoelectric material 

30 32 of the first set horizontally at the base-end side of the substrate body 10, and which extends along the n-type ther- 
moelectric material 32 with a small interval disposed therebetween, and an n-type thermoelectric material 34 which is 
connected with the p-type thermoelectric material 33 horizontally at the leading-end side of the substrate body 10, and 
which extends along the p-type thermoelectric material 33 with a small interval disposed therebetween. Likewise, a 
third set is formed of a p-type thermoelectric material 35, and an n-type thermoelectric material 36. 

35 All of the p-type thermoelectric materials 31 , 33 and 35 had a composition, Feo.92Si2.5Mno 08 . Moreover, all of the 
n-type thermoelectric materials 32, 34 and 36 had a composition, Feo.9sSi2.5Coo.02- These were prepared by baking in 
the following manner: the p-type and n-type thermoelectric materials were pulverized respectively to a powder having 
an average particle diameter of about 10 u m; the resulting powders were respectively turned into a paste state by mix- 
ing with a turpentine oil, and then the resulting pastes were coated on the insulation film 2; after removing the turpentine 

40 oil by heating, the resulting coatings were heated to 1 ,21 7.5 °C to completely fuse both of the p-type and n-type ther- 
moelectric materials in a vacuum of 1 x 10 3 Tort or less; and thereafter the resulting coatings were cooled gradually. 
Note that the thermoelectric materials had a thickness of 0.9 mm after burning. When the coating was held at a tem- 
perature of 760 °C for 12 hours in the gradual cooling, the p -phases were precipitated in the thermoelectric material 3. 
Note that, on the leading-end side, the width of the connection between the p-type and n-type thermoelectric materials 

45 was 2 mm, and the thickness thereof was 0.2 mm. Also note that, concerning the atmosphere in which the coatings 
were heated to 1 ,21 7.5 °C, the same result could be obtained either in a reducing atmosphere or in an inert gas atmos- 
phere. 

In addition, on the superficial portion of the insulation film 2 on which the thermoelectric materials were coated, an 
adhesive layer had been formed by sputtering in advance. The adhesive layer was composed of a thin film (a thickness 
50 of 1 \i m) made from pure iron. Note that the pure-iron thin film was absorbed by the thermoelectric materials in the 
heating. The two lead wires 4 were soldered on a thin film (a thickness of 1 u m) made from pure iron. The pure-iron 
thin film had been formed by sputtering in advance at the ends of the p-type thermoelectric material 31 and the n-type 
thermoelectric material 36. The lead wires 4 could be bonded thereon by a conductive adhesive. 

The thick-film type thermoelectric device of this preferred embodiment was heated to 800 °C on the leading-end 
55 side, and was held at 120 °C on the base-end side, thereby setting a temperature difference at 680 °C therebetween. 
At this moment, a thermoelectromotive force of 1 .2 V was generated between the two lead wires 4. 

Then, the results of studies on the burning conditions, the compositions of the thermoelectric materials, the types 
of the substrate, and the existence and non-existence of the adhesive layer, which were employed in this preferred 
embodiment, will be hereinafter described. 
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In the preferred embodiment, the thermoelectric materials were burned at 1,217.5 °C. This burning temperature 
was identical with the melting point, 1 ,21 7.5 °C, of the n-type thermoelectric material. A metallic structure of the ther- 
moelectric material 3 obtained in the preferred embodiment is enlarged and shown in Fig. 2. It is appreciated therefrom 
that large crystals grew therein. As one of the examples of the burning carried out at the melting point or less, a metallic 
5 structure of the thermoelectric material of a thick-film type thermoelectric device is enlarged and shown in Fig. 3, ther- 
moelectric material which was sintered at 1 ,1 90 °C. a temperature of the melting point or less. It is appreciated there- 
from that a metallic structure can be observed in which particles having the same size as that of the raw material 
powder were sintered. 

The results of studies on the compositions of the thermoelectric materials are illustrated in Fig. 4. Fig. 4 specifies 
io the value V of FeSi x on the horizontal axis, and the thermoelectromotive force of the resulting p-type and n-type ther- 
moelectric materials on the vertical axis. Note that the burning was carried at 1 .21 0 °C, the same temperature as that 
of the preferred embodiment. It is understood therefrom that both of the p-type and n-type thermoelectric materials pro- 
duced a high thermoelectromotive force when the amount of Si with respect to that of Fe (i.e., the Si amount) was 1 :2 
or more. 

is The relationship between a thickness of a thick-film type thermoelectric material and a thermoelectromotive force 
thereof is illustrated in Fig. 5, and the relationship between a thickness thereof and an effective maximum output thereof 
is illustrated in Fig. 6. As for the thick-film type thermoelectric material, a thermoelectric material having a composition 
of Fe 0 .92Si 2 .oM n o.O8 was employed. It is seen from Fig. 5 that the thermoelectromotive force decreased sharply when 
the thickness was less than 0.1 mm. Likewise, in the relationship between the thickness and the effective maximum otit- 
ic put, it is appreciated that the output dropped when the thickness was as thin as about 0 . 1 mm. According to Figs. 5 and 
6, it is understood that the thickness can preferably be 0.1 mm or more. 

The types of the substrate studied are listed in Table 2. The relationships between a temperature difference and a 
heating time are illustrated in Fig. 7 for each of the substrate types. The temperature difference herein means a tem- 
perature difference between a leading-end-side temperature of the substrate and a base-end-side temperature thereof. 
25 According to the results shown in Fig. 7, it is found that the thinner the substrate was, the more rapidly the leading end 
was heated to an elevated temperature in a short period of time. Moreover, the substrate made from stainless steel was 
found to be heated faster than the substrate made from ceramics. Thus, it is understood that a substrate of low thermal 
capacity is good. 
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TABLE 2 








35 


Material 


Tensile 
Strength 
(kg/cm 2 ) 


Specific Heat 
(J/kgK) 


Melting Point 
(°C) 


Thermal 
Expansion 
Coefficient 

(10- 6 /°C) 


Heat Condu- 
civity (W/mK) 


Specific Grav- 
ity (kg/m 3 ) 




(Target Value) 






>1300 


10-12 


the smaller, 
the better 






Inconel 601 


5500 


448 


1320 


16.74 


25.6 


8050 


40 


SUS304 


5910 


502 


1430 


17.3 


16.2 


8030 




SUS430 


5270 


411 


1430 


10.5 


26.0 


7770 




MgO 


102 


100 


2800 


12.0 


7.1 


3560 


45 


Zr0 2 


703 


110 


2600 


10.4 


2.93 


715 



In order to further investigate the composition of the thermoelectric material and a burning temperature therefor, a 
so pair of thermoelectric materials were burned in a temperature range, which was varied from 1 ,180 to 121 7.5 °C, to pre- 
pare thermoelectric devices. The thermoelectric materials had a composition of Fe 0 g 2 Si x Mno 08 and Fe 0 98 Si x Co 0 .o2 in 
which the value "x" was 2.0 and 2.5, respectively. The resulting thermoelectric devices were measured for the thermo- 
electromotive force, the internal resistance and the maximum output. The results obtained are illustrated in Rgs. 8, 9 
and 10, respectively. The horizontal axis specifies the burning temperature in each of the drawings, the vertical axis 
55 specifies the thermoelectromotive force in Fig. 8, the internal resistance of the devices in Fig. 9. and the maximum out- 
put in Fig. 1 0. Note that a glassy film was baked on the surface of the thermoelectric devices in order to inhibit the ther- 
moelectric materials from oxidizing. 

As illustrated in Fig. 8 and Fig. 10, it is found that the thermoelectric material having a larger amount of Si with 
respect to that of Fe (i.e., the value "x") exhibited a higher thermoelectromotive force and maximum output: namely; the 
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thermoelectric material having Y = 2.5 exhibited a thermoelectromotive force and maximum output higher than the 
thermoelectric material having Y = 2.0. 

As for the burning temperature, the thermoelectric material having Y = 2.0 started to exhibit a decreased thermo- 
electromotive force when the burning temperature exceeded 1.200 °C. The thermoelectric material having V = 2.5 

5 apparently exhibited a virtually similar tendency. This results from the fact that the p-type thermoelectric material having 
"x" = 2.0 had a melting point of 1,207 °C, the n-type thermoelectric material having Y = 2.0 had a melting point of 
1 ,212.5 °C, the p-type thermoelectric material having Y = 2.5 had a melting point of 1 ,210 °C, and the n-type thermo- 
electric material having Y = 2.5 had a melting point of 1,217.5 °C. In particular, as explicitly illustrated in Fig. 9, the 
internal resistance of the resulting devices was increased considerably when the thermoelectric materials were burned 

10 at a temperature of 1,210 °C or more. Due to the increment of the internal resistance, the maximum output was 
decreased as illustrated in Fig. 10. 

This phenomenon resulted from the mutual diffusing of dopant elements which were caused by fusing. Accordingly, 
when employing a technique in which the p-type and n-type thermoelectric materials are directly bonded to each other, 
it is preferred to bake the p-type and n-type thermoelectric materials at a temperature of their melting points or less, or 

r5 to bond each of the p-type and n-type thermoelectric materials by way of a conductive member. 

As for the conductive member for bonding, it is convenient to employ a paste. As a result of experimental studies 
on the paste, it was found that, when a maximum service temperature is relatively low, an Ag-Pd paste, which includes 
a glass powder as a binder, is preferable as the paste material. The Ag-Pd paste is good in terms of the response char- 
acteristic to the thermoelectromotive force, and exhibits a small internal resistance which is indispensable to p-n bond- 

20 ing. 

For reference, the characteristics of the thick-film type thermoelectric device in which the p-type and n-type ther- 
moelectric materials were directly bonded, and the characteristics of the thick-film type thermoelectric device in which 
they were indirectly bonded by using the Ag-Pd paste are illustrated in Fig. 1 1 . The thick-film type thermoelectric 
devices had the same configuration as that of the above-described preferred embodiment. Concerning the p-type and 

25 n-type thermoelectric materials, a pair of thermoelectric materials were employed whose compositions were 
Feo.92Si2.5Mno.08 and F eo.9sSi2.5Co 0 .o2 ^ ere " x " = 2 - 5 - respectively. The burning temperature was set at 1,215 °C 
which was a temperature higher than 1.210 °C. the melting point of Feo.92Si2.5Mno o 8 . ,ower than L 217 - 5 °C. ^ e 
melting point of Feo.9sSi2.5Coo.02- 

As for the characteristic values, the thermoelectromotive force with respect to the response time (the time for heat- 

30 ing the bonded portion), and the internal resistance were employed. The values of the directly-bonded thick-film type 
thermoelectric device were specified by the dotted lines, and the values of the indirectly-bonded or Ag-Pd-paste- 
bonded thick-film type thermoelectric device were specified by the solid lines. 

As can be seen from Fig. 11, the directly-bonded thick-film type thermoelectric device exhibited a high internal 
resistance. Consequently, alter 10 seconds passed, the thermoelectromotive force of the thick-film type thermoelectric 

35 device, which was indirectly-bonded by the Ag-Pd paste, was higher than that of the directly-bonded thick-film type ther- 
moelectric device. 

(Second Preferred Embodiment) 

40 The identical device with the thick-film type thermoelectric device of the First Preferred Embodiment was used as 
it was. A ceramic adhesive was coated on the surfaces of the thermoelectric material 3 and insulation film 2 of the thick- 
film type thermoelectric device, and held at a temperature of 760 °C for 6 hours in air. In this way. a glassy film was 
formed on the surfaces of the thermoelectric material 3 and insulation film 2. The thick-film type thermoelectric device 
of the Second Preferred Embodiment was thus formed. 

45 The thick-film type thermoelectric device of the Second Preferred Embodiment was heated to 800 °C on the lead- 
ing-end side, and was held at 120 °C on the base-end side. When the temperature difference was thus set at 680 °C, 
a thermoelectromotive force of 1 .2 V was generated between the two lead wires 4. 

In order to examine the durability of the thick-film type thermoelectric device of the Second Preferred Embodiment, 
the leading end of the thick-film type thermoelectric device was heated continuously to about 750 °C by a gas flame. 

so which was formed by burning a natural gas in air, in order to measure a variation rate of the resistance. The variation 
rate of the resistance was calculated by the following equation: 

[{(Resistance during Measurement) - (Resistance before Heating)}/( Resistance before Heating)] x 100 (%). 

55 The results are illustrated in Fig. 1 2. Note that, in Fig. 1 2. the horizontal axis specifies the heating time, and the ver- 
tical axis specifies the variation rate of the resistance. It is apparent from the diagram of the Second Preferred Embod- 
iment in Fig. 12 that the variation rate of the resistance fell within 10% when 1,000 hours passed. Thus, the Second 
Preferred Embodiment was found to exhibit the resistance variation less. In addition, no drawbacks, such as a thermo- 
electric material 3 that was come off from the substrate 1 , or the like, were seen during the durability test. 
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For reference, a photomicrograph on a major portion of a cross-section of this preferred embodiment is shown in 
Fig. 13. Moreover, a sketch of Fig. 1 3 is shown in Fig. 14. It is apparent from Fig. 13 and Fig. 14 that the insulation film 
2 was found to be adhered closely onto the upper surface of the substrate 1 , and the thermoelectric material 3 was 
found to be further closely adhered on the insulation film 2. In addition, the glassy film was found to be coated integrally 
5 on the surfaces of the insulation film 2 and thermoelectric material 3. 



(Comparative Example) 

In forming a comparative thick-film type thermoelectric material, only the thickness of the thermoelectric material 3 
io of the Second Preferred Embodiment was set at 1.2 mm. Unless otherwise specified, the comparative thick-fim type 
thermoelectric device was formed in a completely identically manner with that of the Second Preferred Embodiment. In 
the comparative example of the thick-film type thermoelectric device, the thermoelectric material came off from the sub- 
strate when burning the thermoelectric material. Thus, no complete thick-film type thermoelectric device could be 
obtained. 

15 

(Reference) 



For reference, the leading end of the thick-film type thermoelectric device of the First Preferred Embodiment was 
heated continuously to about 750 °C by a gas flame, which was formed by burning a natural gas in air, in order to meas- 
20 ure a variation rate of the resistance. The results of this measurement are also shown in Fig. 12 along with those of the 
Second Preferred Embodiment. 

It is apparent from Fig. 12 that the resistance was varied greatly by heating, and that the resistance was increased 
by 35% or more when 1 ,000 hours passed. In addition, the leading-end portion of the thermoelectric material was 
observed to come off slightly from the substrate. 

25 

(Third Preferred Embodiment) 



Instead of the ceramic adhesive employed in the Second Preferred Embodiment, a paste-like substance was pre- 
pared by adding a turpentine oil to a glass powder which had a softening point of about 800 °C. Except that the paste- 
30 like substance was used, the thick-film type thermoelectric device was manufactured in exactly the same manner as the 
Second Preferred Embodiment. In order to examine the durability of the thick-film type thermoelectric device of the 
Third Preferred Embodiment, the leading end of the thick-film type thermoelectric device was heated continuously to 
about 750 °C by a gas flame, which was formed by burning a natural gas in air, in exactly the same manner as the Sec- 
ond Preferred Embodiment and thereby a variation rate of the resistance was measured. The results of this measure- 
rs ment are also incorporated in Fig. 12 together with those of the First and Second Preferred Embodiments. 

It is appreciated from Fig. 1 2 that the variation of the resistance was 5% or less when 1 ,000 hours passed, and that 
no drawbacks, such as coming-off, or the like, were observed. Thus, the thick-film type thermoelectric device of the 
Third Preferred Embodiment exhibited exceptionally good durability, and the glassy coating effected remarkable advan- 
tages. 

40 %L> 

(Fourth Preferred Embodiment) 



As the Fourth Preferred Embodiment, the glassy coating of the thick-film type thermoelectric device of the Second 
Preferred Embodiment was not formed, and the burning temperature was set at 1 ,205 °C so to bake the thermoelectric 
45 materials without fusing the thermoelectric materials. Unless otherwise specified, the thick-film type thermoelectric 
device of the Fourth Preferred Embodiment was formed in exactJy the same manner as the Second Preferred Embod- 
iment. 

In order to examine the durability of the thick-film type thermoelectric device of the Fourth Preferred Embodiment, 
the leading end of the thick-film type thermoelectric device was heated continuously to about 750 °C by a gas flame, 

so which was formed by burning a natural gas in air, in exactly the same manner as the Second Preferred Embodiment, 
and thereby a variation rate of the resistance was measured. The results of this measurement are also shown in Fig. 
12 along with those of the First, Second and Third Preferred Embodiments. 

It is obvious from Fig. 12 that the resistance was varied considerably by heating, and that the resistance was 
increased by 35% or more when the heating was carried out for 200 hours. In addition, when the heating was carried 

55 out for 200 hours, the thermoelectric materials were come off from the leading end of the device, and the leading end 
was fractured. It is believed that the durability was further inferior to that of the thick-film type thermoelectric material of 
Comparative Example No. 2 because of the following reason: namely; the thermoelectric materials formed herein were 
baked without fusing, and accordingly the resulting thermoelectric materials were more porous so as to be deficient in 
oxidation resistance. 
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(Fifth Preferred Embodiment) 

Instead of the ceramic adhesive employed in the Second Preferred Embodiment, a metallic alkoxide substance was 
coated in the Fifth Preferred Embodiment. Unless otherwise specified, the thick-film type thermoelectric device of the 

5 Fifth Preferred Embodiment was manufactured in exactly the same manner as the Second Preferred Embodiment. In 
order to examine the durability of the thick-film type thermoelectric device of the Fifth Preferred Embodiment, the lead- 
ing end of the thick-film type thermoelectric device was heated continuously to about 750 °C by a gas flame, which was 
formed by burning a natural gas in air, in exactly the same manner as the Second Preferred Embodiment, and thereby 
a variation rate of the resistance was measured. 

io According to the measurement, the variation of the resistance was 5% or less when 1 ,000 hours passed, and no 
drawbacks, such as coming-off, or the like, were observed. 

Thus, the thick-film type thermoelectric device according to the present invention holds a characteristic in that it pro- 
duces a high output in a short period of time. In addition, it exhibits mechanical strength, is abundant in oxidation resist- 
ance, and is of full durability. 

15 

Industrial Applicability 

The thick-film type thermoelectric device according to the present invention is applicable to sensors for detecting 
the presence of flames, such as burners, and to auxiliary power sources for automobiles. Because of the addition of a 
20 wide variety of electric appliances, the recent automobiles consume more electricity, and the capacity of the batteries 
is likely to be insufficient. Therefore, there arise needs to generate electric power by thermoelectric devices, and to 
charge batteries by them. 

Claims 

25 

1 . A thick-film thermoelectric device, comprising: 

a substrate having a thickness of 2.0 mm or less; and 

a pair of thick-film type thermoelectric materials formed on said substrate, having a thickness of from 0.01 mm 
30 to 1 .0 mm, and being composed of a p-type thermoelectric material and an n-type thermoelectric material, the 

p-type thermoelectric material and the n-type thermoelectric material connected with each other at an end 
thereof. 

2. The thick-film thermoelectric device according to Claim 1 , wherein said pair of thick-film type thermoelectric mate- 
35 rials are formed on both opposite surfaces of said substrate. 

3. The thick-film thermoelectric device according to Claim 1 , wherein said pair of thick-film type thermoelectric mate- 
rials, formed on said substrate, are covered with a glassy coating. 

40 4. The thick-film thermoelectric device according to Claim 3, wherein said glassy coating is composed of sodium sili- 
cate, a glass powder, or a metallic alkoxide. 

5. The thick-film thermoelectric device according to Claim 1 , wherein said substrate is a ceramics plate exhibiting a 
thermal expansion coefficient of from 6 x 10* 6 /°C to 13 x 10" 6 /°C. 

45 

6. The thick-film thermoelectric device according to Claim 5, wherein said ceramics plate is composed of alumina, zir- 
conia, magnesia, or forsterite. 

7. The thick-film thermoelectric device according to Claim 1 , wherein said substrate includes: 

50 

a metallic plate exhibiting a thermal expansion coefficient of from 10 x 10" 6 /°C to 20 x 10* 6 /°C at room temper- 
ature; and 

an insulation layer formed on a surface of the metallic plate. 

55 8. The thick-film thermoelectric device according to Claim 7, wherein said metallic plate is a stainless plate having a 
thickness of 2.0 mm or less, or a heat-resistant alloy plate including Ni in an amount of 30% by weight or more. 

9. The thick-film thermoelectric device according to Claim 1 , wherein said pair of thick-film type thermoelectric mate- 
rials are connected with each other at an end thereof directly. 
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10. The thick-film thermoelectric device according to Claim 1, wherein said pair of thick-film type thermoelectric mate- 
rials are connected with each other at an end thereof by way of another conductive material indirectly. 

1 1 . The thick-film thermoelectric device according to Claim 1 , wherein said pair of thick-film type thermoelectric mate- 
5 rials are fused temporarily and are baked on said substrate. 

12. The thick-film thermoelectric device according to Claim 1, wherein said pair of thick-film type thermoelectric mate- 
rials are sintered at a temperature of their respective melting points or less, and are baked on said substrate. 

10 13. The thick-film thermoelectric device according to Claim 1, wherein said p-type thermoelectric material and said n- 
type thermoelectric material include an iron silidde-based material a Bi-Te-Sb-Se-based material, an Si-Ge-based 
material, or a transition metal silicide-based material in an amount of 50 atomic % or more. 

14. The thick-film thermoelectric device according to Claim 13, wherein said iron silicide-based material is FeSi y in 
15 which y is 2 s y ^ 4, and which includes p -FeSi 2 phase. 

15. The thick-film thermoelectric device according to Claim 14, wherein a dopant of said iron silicide-based material is 
at least one member selected from the group consisting of Mn, Al and Cr in said p-type thermoelectric material, and 
a dopant thereof is at least one member selected from the group consisting of Co, Ni, P and Cu in said n-type ther- 

20 moelectric material. 

16. A thick-film thermoelectric device, comprising: 

a substrate having a thickness of 2.0 mm or less; and 
25 a thick-film type thermoelectric material formed on said substrate, and having a thickness of from 0.01 mm to 

1 .0 mm; 

wherein said thick-film type thermoelectric material being covered with a glassy coating. 

17. The thick-film thermoelectric device according to Claim 16, wherein said glassy coating is formed by coating a 
30 ceramic adhesive, a glass powder, or a metallic alkoxide, and thereafter by baking. 

18. The thick-film thermoelectric device according to Claim 16, wherein said substrate is a ceramics plate exhibiting a 
thermal expansion coefficient of from 6 x 10" 6 /°C to 13 x lO^C. 

35 19. The thick-film thermoelectric device according to Claim 18. wherein said ceramics plate is formed of alumina, zir- 
conia, magnesia, or forsterite. 

20. The thick-film thermoelectric device according to Claim 16, wherein said substrate is composed of: 

40 a metallic plate exhibiting a thermal expansion coefficient of from 10 x 10" 6 /°C to 20 x 10' 6 /°C at room temper- 

ature; and 

an insulation layer formed on a surface of the metallic plate. 

21. The thick-film thermoelectric device according to Claim 16, wherein said thick-film type thermoelectric material is 
45 composed of a p-type thermoelectric material and an n-type thermoelectric material which are connected with each 

other at an end thereof. 

22. The thick-film thermoelectric device according to Claim 21 , wherein a pair of said p-type thermoelectric material 
and said n-type thermoelectric material include an iron silicide-based material, a Bi-Te-Sb-Se-based material, an 

so Si-Ge-based material, or a transition metal silicide-based material in an amount of 50 atomic % or more. 



55 
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FIG. 1 
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FIG. 3 
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FIG. 5 
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FIG. 13 
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